Approved For Release 2008/1 1/25 CIA RDP80T00246A003800520003 O

-

a

o..-

*" Reaction of phosphorus pontackloride vd.th esters of ou-l.e uid. Amides
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of alkoxydichloroaceiic asids,
AeVoKirsanov and V, P.Hnlomovu(ﬁotanurhoxwo.Mrwﬁ-mﬁ)- Zher, Ub=
shchel Xhim, 28, 30-5(1958), Cf. this $,37,3075(1957),
squimolar amounts of PCl, and sliphatic esters of oxamic acid yleld the
amides of nlhoxydichlcrouoatio acids, but the arcmatie sxanstes do net
yield the correspouding lwlmdichhmmni“l. yielding oaly the
ApOCCl, comrczz. possibly owing to the mﬂmlﬁy assesiated with the addn,
of PCl_‘-i ion to the 0 atom, To 25 ml, ca4 and 0,1 mole Me oxamate there
wa: added at 8-10° 0,1 mole powd, H:ls and aﬂ.or 3 hrs, when HCl svolution
frheided there formad the ppt. of 60=4% WI’CDHI,. 8.95-6%, which ts
but sluwly attacked by H ¢ at room tempy In storage t.hl- slevly lomes
tiell, the process boi.ng aeool.ratod by qlmtod m. Treated with 2 moles
PhoKa in Cglig this gave 7035 (Ph0) 3 (MeB)CCONR,, »,1570%, Similarly was
prepd, 70% acocca.,couaz. . B1=3%(from Oﬂ )o Hmilarly was prepd, 90% -
Bubcel Lurmz, ne57-9° (from mr.et.lwr). ﬂd L 1) i #0=Bu0CC1 ,CONN,,, n,76-8°,
On heating these asides yield RSL, NCY ah ‘#0lid unidemtifisd preducts,
Ifhe cazc of decoupp, decteasss with ine eud size of the alkexy group,
which fart makes the nclauou.of Mo uda [ montaws & difficult task,

Viesters of amauo acylamidophosphoric | }\nld-.
A.V.Kirsanov and RiG,Makitra (Inmdoidﬁ hﬂ., last,Organ,Chom, Ukrain.
AkadeZeBoRyy Riev)e Zhur,Obshebel Khim, % 35=40(2958),
Addn, of 0,01 mole i-m’ou, to 0,03 ndle mn fia 1§ ml, Ma@M with cooling
gave after refluxing.1§ mine, filtration: \lnd acldifiestion with NC1 875
Bszh’O(OMe)z, m.ué—&"(fro- 0% 360N), =Mlaﬂy p-loﬂ‘ﬂ‘mh in diexane gauve
25% q',cmﬂ(‘(ﬁcbﬂdﬁk—p)' s M, 146=72 (froq{pq.uon). Simtlarly were F"Pd diwp=
chlorophenyl ester, 28,5%, =, 131-1"; Atepeudtrophenyl ester, ‘8.151-2%, To
0,01 10l2 PhONa was :-upidly added 0, 3! uole Mll!ﬂ, in 80 ll. CeMg and
fter refluxing 15 miny with cum”._th sixture was r.ﬂ.md § win, with
zs ml, Hzo, and the om.uyu mu} washing with l’o gave 65,15 Ba¥RFO(OPh),
0.147-9%3 similarly werwn prepd,? M/an.yl sater, 53.4:5. Wl 46-7°(idonu.—
cal with ahove do.rr.lbed;); §5,6% dislenaphthyl aster,n,195-6%) 75,65 di-p-
chlorophenyl ester, 1.131-3’ ﬁh‘l ‘resstion gave 34.48 9-010631 CONNPU(0=
*E) gy m,142=3%(the m@im is bq% m\un !.u Et 0 te leasen the formation of
p—chlorobnnlmitl‘ilo); ajmilarly. "* pl““ﬂ: 31.3’ di=p=arosyl ester,m,139-

) :au-ﬁ mMm:MOnm Foe§s-

ov/. >y, o&,_p., B, m 1SS 2T B p-ON-
Iy , R: , /r/—2.°’ry ,é-— Shagyl Sl 1657 °
H'FM—H foﬂ),_ " é2 ,6°J{0>’o BgMHPo._
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(0GGH N0 =0) 5y mal54=57) 66% dienitrophenyl ester, 0151-3% 625 p-C1CyN, -
CONHPO(OC4H (N0 =0) 55 -.179-§o’; $7.85 di~p-nitrophenyl ester, ».167-8%;
84,65 p-ozxcon‘conm(oc‘u‘ypg-o)’, -.1#_’-9,'; ‘Gl.ﬂ‘_urpfutmhnyl aster,
%.179=£0% Addn, of 0,025 wole SaNIPCl, to 0.1 mole MeONa in NoOH gave
afcer conen. in vacuo and treatment with aq.HCL SG.GI-H-IHPQ(OI-)’, n.116--8%,
Similarly wore prepd.! 90.9% Mlﬁgﬂ‘t:oﬂl?o(ﬂlo')’. 2,125=6%; and 87.3%

p=0,7C ¢, CONIPO(Otia) 5, 2e1534%,
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,Tﬂohlonphoophmyll. tﬂchlordMl. -l their d.l'l.vltl.nb.
A.V.Kirsanov and 0,I.Derkash (Metallurg.Inss ..wmdd. Shur,Obshehet
Khim, 27, 3248-54(1957). Cf. shis 1.37,200002957), ' ' '
It is proposed that substances of Sype utonwi be named phosphasoacyls,
and thoss of type RC(«)iNP(0): be named tmu. Neatihg 0.1 -ol.o
Ph,CCLCONN, and 0,105 mele m, ss 8594 203 min. wnedl %1 evelution
ceansd, followed by addm, of mr.-cm M allowing she -i.xtm to stand
1 day at 0° gave 94% rn,mmwcxg. ,-.60-8'(‘!9- ml'uthr), whieh heated
to 195-200° gave 905 POC1, and 91,38 FhOCICN,’ b,pu' Simllarly was
propd. (the reactiem is rum best im CC1 ). 98,35 n-,mmn,. l.l.ﬂ-s.(fr-
petr.ether). I wuh oqni.nl.r mount of dry m’l ia G‘l‘ gave 99.48
Phycc1connpoci{T44,122-3°. This hested with equimelar wivunt of P01; 15-20
.m. at 135-40°, then freed of FOCL, in vasus sad trested as 0% wish petr.
ther gave after 1 day 07.7% n,cucl ANPOCL )d“l,u-s'(fn- ‘patr.ether),
Bimilarly there was prepd. 988 n,mx,, #.126-30%(she resction with
HCUH is best run in CCl,), which en melting yields POCL,, Ph,CCN and ‘
lof.lpholphoric acddj with m, She reastion either yields n,.cca or, st
lower temp., fails to take plass, Neatisg rc,!c.-‘m with S5 over
equimolar amount of PCl. as 125-30° 20=5 min, gave after removal of POC1 g0 768

. TID)p-0,0CqN CC11uP0C1 TN 21-4%(frem N -patr.other); hydrolysts of shis
under a variety of comditiens gave M’lc‘l ON enly, X with 3 selés Rhtiix 1~
GroWy MR 56,0 gave 57,35 MhCRICONIZ(OC, Mo-1),, ‘ainos®, inich reftuned § mtn,
with N0 gave 84,33 n,c(ou)aolnr(oc“l,-u,. -.140-1 , which is devedd of
titratable properties as am aeld} heated with bases 16 yields snly tn'-.

II and 1-C,  N,0Na sinilerly gave 49.7% glasey u,mﬁoc“n -1):lto(oc“l,-
1),,m.42-7°, aftor trestment of the srude preduct im B840 with O, 3N NaoN
with ice cooling; treataent of the -dw wish baes ylelds Sars. XA and
1-Cyg,0% 1n 86,0 reacted visleatly gielding 69,45 n,meomwc“l,-u,.
2.168-70%, soluble im -q.llhllh-. and 3 moles RONa in n,o-c‘l‘ gave
99,85 p-0,NCH Jcon1P(oc, gn,-1) {172.93-¢4° (betling with 440N gave e watden-
tified substance, m.140-3 “lﬂ: In= po uC ‘m-m,). 84ailarly IXXI gave
16,55 PO HCEH,C(0C, o1 -1) iNPO(0C, .l'-l)g 5.147-8%, he low yleld being
caused by the need $0 wash the erwude predust with aq,.Ne0ll with iee cecling
in Kt 0 soln, IV kept 2 hrs, with 0,38 NaDN and S40N gave after eonen, and
scidification with HCL 30.3% p-0,BC,N CORNPO(0C, Nym1)y, m,188-907, alse
formed on similar hydrolysis of the hoﬁuﬁm Loemer ¥V,
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. Mllkyla-td.- of eumxmmm sedds and mso Mm of
N,R-dialkylsul famido=N'=phesphorie asids,
A.V.Kirsanov and Z.D,Nekraselie (Netsllurg, x--n..l-pupum-u). Zhur.Obahched
Khis.27, 3241-8(1957). Cf. this 3.37,1253(1959).
To 0.06 mole finely povdol'od and thereughly dried Phols in $0 ml. g vas
added st emce 0.03 mole u.,no,lam, in Cos . (oxethormie resstion) and after

0.5 hr. on a stesm bath the mixture was filsered aad evapd. ia vacus plelding

91> Mo NSO N:P(0PH) 4, m,80-90%(frem S40H), Muilarly was prepd. the e
analog, 94.6%, -M.oh was an oil. Vith use of seme 105 exeess RONa there vwas
eimilarly obtaimed 1005 Ne,N80,NiP(0GN c:.-p),, 5.119=30%(frea CC1 o) and 1te
stn-anslog, w.113-5°% The 2 latter esters on beiling with Stot are hydrel-
ysed to diaryl esters. Similarly, but in Bs g0 seln,, there was prepd. $5.2%5
llozlsozl "(OC.H‘CI-O, » 8,69-70%(fremn polr.ccm). and i¢s 8¢ Neanaleg, =.
40-2°, Simtlarly (in Celg) was prepd. 93,58 Ne N80 N iP(0C N n,-,),. ne144=6°,
and its Bt,N-analog, -.1“-59 s Smilarly vere prepd,! Mo 280 M 1P(0C l‘llo =o)
®.141-2%, and ite St N-snaleg, m.115-7"; 70§ Mo H30,4tP(0C, N,=1) 4, n,123-4°,
and its St N-analog, 3.110-11°, Neating 0.002 mole of the shove esters with
15 ml, 5¢0H and 4 ml. K NaON 1 hr. st reflux, remeval of E¢ON (the resulting
ay. soln, should be perfectly clear, imdisating complete hydrolysis ) and
acidification with aq.NCl gave the fellewing diaryl esters (the Na salts of
sous of these are sparingly -.1. in N 0)s Mo g0, BNPO(OPR) o, 945, B.143-4°)
91~ fits St,N snalog, m.133-3") 758, no,lu NRPO(OC lfx-.),, n.167-8% tts
ne,n-annog, 2.110=375. 865 Ng 2980 mure(oc N cx-o) g» R:137-9% fte St Neanaleyg,
n,110-11% Mo, NBO, NHPO(OC R %0,2p),, 97.5S, -.197-!‘ its 5t l-mu.. n.148=
50° (the Na salts of these are sparingly wol, fin N0 im the uld); Ne lw,-
RHPOLOCGH 10,-0) 5, m.163-4%) 1ts S&l-analeg, #.143-3%) Mo, N30, RNPO(OC, (H,-1),
».190-1%; its ¥t N-analog, -.171-3'[ These esters sre formed ia similarly
high yield by reactiom of l’l“ﬂmcl' with 3 meles ArONa in c. s —

Approved For Release 2008/11/25 : CIA-RDP80T00246A003800520003-0 ., | o !



Approved For Release 2008/11/25 : CIA-RDP80T00246A003800520003-0 -

' seid with alkylamia

of alkyl esters of Srichlopescd’ u-u - s
::::"::.u and P M.Kharvaseva (Mwsﬁfq,w). hﬁ Shahe
Khim. 37, 3064=7(1957).. _ o -
(RO) ,P(Q)CCA, resct with dialkylenines .‘“.;.. p;atm ‘:f,:.:: ey
and :m largely the ester salts. To ;.8 8. (Med) .’:‘." i "’“.m
e e e ity ﬂ'ums‘ 21,4178, dg 153
hile the filtrate gave 8% l-'ln«_llp)’, By 733 " ....‘. A1, o
: 1.1317; similarly were prepde s 664 u.::::(:l:):. ‘::: 1:“;" ':”"'
13:678, 1.04693 NS ui,qmm,)” LT .' ;‘ '.‘ ' _”; L s
84% Me NPO(OPr) 5, nuusd‘. 1,4380, 1.0000, :.u LY,
L iy e g ‘_-'“" m “1:;:“ 3 u:.i .%fvl«. 0.9660;
1?0297. 1,01133 70§ Bt NPO(OCHNeg) g, Byglls™s 9.“1 s 89048, 000 ),
84% Bt HPO(OII),. .’133.3’. 10‘_3“. 09.9804, O ."' 'm“‘.‘ 1.’
wan ad(zbd 4.5 g Bt N in 10 ml, 8,0, y;clan:. :6-,.::-. e
a ppt. of CCL,P(0)(9M), BE WM, w.82-2, 50 frea e 0or .ﬂm“ b dn 996
yiold, Nesting 11 & CCHPUT 'l‘ e ;otm)on.n,!l. =
at 40=50° snd 0.5 hr. ot 20100 nn 14 g m_l" gy ’)-
69, 5-707(£rom c‘ll‘-vﬂvr.ctbr). Bailar ‘lv wan ,c-pd“ _ ._'m‘ m"n(ma),
OH, Bt 5N M, u,100,5-101", kesstieas of h’. or :::. .‘,.,.,.’...... :
where r.-Pr; Bu or ise-Bu, gave ealy """‘“n‘. . ‘ » Lo e e pieee
aot examimed further, Resotion s porformed “.':4 .“ ,....@ ot
vhon Phoih is used as the amine) the letter f::“eu e e
(RO) JPHO im CCl, al8o.. The remults indicate t t ddethon o e
a].k‘y; phosphitos in the prosence of cel M “;on:“, ”“ -
{r0),P0Cl, Cf. Athertom ot al., J.ChameS00,1045, ,l; .
ot .i JACS 77,1156(1955). ‘

i
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Salts of dishlesides of arylsulfsnsnidophospherie uldlo

B.5.Levehenke and A,V.Rirsanev, Zhur. Obshehed Khinm. 37,3078-83(1957).
Reaction of un,nnu, wish PRSE, in 30,0 yields a ppa. of (Moo,
arocy, )™ (I'hll,) » whioh can be resrystallised from CaCl, and whieh is
seol, hlzi, mwuml.ﬁ. The shility te Pemm oush
salts wvas exteaded e aikall wetals, Thus 0.1 mele pewd, un,-nu,
added gradually to sats. aq. sclm. of § g. K 60, svor 16-15 min. ot
room temp, (ne heat evelmtion) gave sulid K salts ‘ArS0 m,. widch
are washed with iee=N,0, BeON ~md mrymmm frem NoOR or ReOR;
thus wore sbtaised the fellowing mu (Ar shown)t 945 Ph, dou,197-8%;
515 peNaCyn,, doc,210-3% 838 .-m'.‘l . dee,207-8%; 1008 .-o,nc‘ o dos
199-200%5 878 p-0,NCR,, des,198-2"} 1005 m-8 N0 N, dee,205-4% The
FhEO,NPOCL,, PREN, salt, 2,107-100°, Addn, of 0,92 neles NeOlla in NeON
to 0.01 mole above K sales gave after dista. of MNeON, seln, of the res~
idue in N,0 and acidifioation with NCl, the fellewing estors ArS0 NE-
Po(oMe), (Ar shewn)l 935 P, m.306-8%; 608 p-CICGH,, ».138-9% 83
n-o,nc,u‘. n.150-1°, Addn, of PRSUJMIPCL, (0,01 mole) te S g. KyCO, :-
10 ml, Ny0 (exothernie) and oeoling gave 545 FRSO FKPUCL,, doo.u‘l-l
fdentical with abeve prepm. Neating 0.1 mele p-ﬂl‘. ‘u,n and 0.1 mele
PCl; beated 1.5 hrs, at 100~5° uatil #Cl evelutien ceased gave on
cooling 1008 p~C1CyN 50 ,mrcxg.)-.u-:"(hu patr.ather), Tais (0.1 mele)
in 20 ml, Gl war treated with 0.15 mele AcOR ylolding & ppt. of st
p—cl.c6l ”’mng -.1“-!0’(&- G‘l‘)- Te 0.035 mole I 4n c‘ ¢ Yos
slowly added with ooou.l. Mal¥a in MeOM frem !.075 ab, Na in 30 =1, MeOM
ylelding after ﬁlerntul. evapn, sad Srestmont with ﬂ’o. followed by
axtn, with ‘t:‘ l“ ovapn, of the mq. 41% rﬂﬁ‘“ “,..'(“) » B
51-2%(frem petr, sther), while the aq, seln, em scidifiestien with NC1
gava 20% p-CI.cél »,lln(ﬂo),. -.1”-”'("- G.l‘), at first forwing
thin needles which gradually M. h oquuct wigh G‘H‘ iato large
prims, -
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Organoyhosphorul yolmn. 29 Ptlyommltlm .f diﬂs-ohlu'o.thyl esters
or alkyl- and arylyhouphui! acids, ,

v V.Korshak, I,A.Gridova and Y. I.Shitim (!nnt.lotoro-org.oowd-. Momoow) .
Izvest.Akad,Nauk 3,3, 3.R, Otdclalhln-liuk 1958, 810-6. Qt. 1o87,631,
Heating RP(0) (OCH,CH 01), to 320.30° results in eliminasion of {cmC1),

and formetion ef polmrie woduot.u in the ocourse of 7e9 hrs., the polmr
having gensrally less than 100 units per uﬂx cha!.no ?hul I (R=Ms) gave
a 10-unit polymsr at 220°%, 20 unit one at 230°, 40 unis ene at 2400, but
at 250° the free acld of I was formed owing to degradation of I o the
fres scld and aldehyde, Trutlint of 161 g. 010!201201, 202 g, Bt N in

1.8 1, dioxans at belew 5 with 138 g, hPOOla gave after 1.5 hra. on a
stean bath 61.2% I (R=Ms), b111596°. n:°1.4oaz, dgole3491, This heated

a8 abova gave 50-5% polymar an a brewn viscous fluid, while the mixture
evolved (CH,C1}, and some MeFO(0GH)g, by110-8°, 1,4590, 1.8545, Heating
the resction mixture with Na seversl hrs, ‘;t’ ‘180‘640. gave s polymer with
mol,wt.822, indicating the yﬁ-udneo of thc‘ﬁbon oyclic ester in the initiel
reacticn mizturej the thermel polymerization ylil'ds sone Aol &8 a byprodixot.
At 250° the products included 23,8% MeFO Iz. Similarly Glcll 0! 408, By N
and C1CH,FOCl, in dioxane gave 725 X (n-cmxa). slsa-ao o 144845, 1.4531.
whieh in 10 hrs. at 330 &ave ﬂ ;olmie vium ‘product. Jimilarly
was prepd, 43.% I (R=-Ph), b1155-4 ’ 1.5288, 1.5848. whish at 250° n

10 hrs. gave 62.4% polymerie fluid with 27 um per ohaia (nl.nt )e
Remction of 72 g. Pm}l3 with 106 g, clcazcngox in 06 , Save 66.65 (010! -
CH 0)5Po b 168-70 » 1.4728, 1.4289, which at 240% or 280° evolved (clgcl)
end gave gaseous preducts and viseous pelymeris fluids, The pelymers

ares bslieved to de repeating units ef -ooa,cngoﬂo.)no type, formed in

part through the initially fermed eycllo esters ef type P (0){O0K,)se

g o flrrs

Approved For Release 2008/11/25 : CIA-RDP80T00246A003800520003-0



Approved For Release 2008/11/25 : CIA- RDP80T00246A003800520003 0

’rolon.rization of msthaorylis celn with trialkyl phosphises.
VeA.Kukhtin, O. Kanel and L.A.Sinchenke (8.M.Kirov Ohem.Teeh.Inst.,
Kazen). Doklady iksd .Mauk §.5,3.,R.118, 500-8(1968), Of. Oomaell and
Coover, JACS 78,4483(1986),

Thoroughly purified (F0) F (purified by srestment with Na asd cereful
distn,) undergoes telomerization with ON, 101800, withous added catelyst
sither at room temp. OF on being heated. The ester purified by mere dista,
does not telomerize. #hile MeONa or BtgN do have eatelytie effect om
‘this tclourizauan.'ﬂuy fail to preduse high ylelds of produsss. The
best catslyst is B3gOge Treataent of 111 $0 1:10 mixtures of (BVv0)gP
and cngscnooo,i with 0,001-0,2% n,o yielded telemers of ‘varyiag mol.
wta. having gensral formulation (m:,r(ouol.m‘)‘n. she reaction
being performed at £0° with uy to 895 ylelds (0.1% ecatalyst used). The
roducts are powders d:loh soften and char on huthn they are insol.
in the usual aolmn oxupt for hot MeON or AoDR, Mel.wis, ramge up teo
2109. The possibly lomie route of the r‘totlon is diseussed, with she
(RO)aP end 00," being the polar terminals of the shala initfating and
propagating reactioa links. Structures of the telomers was no% examinmed.
Keeping a 111 mixture of (I0)gP and Ol :3MeC0,X at Toom Semp, until

the ester had oonphtoly disappeared yielded muy the initial
adduct such as (ltol,rol,c-oo, (presumbdly eyslined); this was treated
in eitu with & meles O, 1CMeO0.K and 0,01 Bug0,, which led %o intense
formation of the telomer fermed in 51% yidld (mel.ws,680). Inereased
propertion of Clp:0MeCO.R menomer in the mixture guu- the av.mol.wh,
of the productj ineressed conom. of Bs;0, also reises the av.mol.wh. of
the telomer (0.1» gave 2109, 0.01% gave 758 ul~0.061$ gave 018 mol.wt.).
This is expleined by greater probability of ehain Sermimation at low

catalyst oconcns.
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Copdsnsation of dinlkyl hydrogen phocphitol'uitn derivatives of cardoxylie
acldc, ‘ . | ‘

Voo Liunov (e Tizov chem.Teehcllst,,Khzan). Dokindy Akad ,Nauk 9, 3.3.R.
117, 211-:(1937), | o

sel,), reacty with (2G) ,FHG aftar baing heated to s eritical temp., when
ths recction becomes v&gorous; The di-¥s aster rcqcté at 0°, ouners requirs
reatln, in sgalad tubds. 51lnos the produets do not add 3, the reaction
eppeiintly jroeceeds by addn, at the G:z hond, Thus wers obteihnd: 2045
(160} . (o)g(;;:)(:a‘;z)z, re113=¢%; 49,8 d1-5t ester, m.me-lco; 53p dieir
eshir, lio-2 0L dlesu aster, 2.114-5°; and 2l. di-1s0-5u ester,m,id4=5°,
Sroreoued owa soks In arg.solvents snd Hao ond AT bsut orystullized

fro.. - Toolne, ;relimlxuryyax oS, choved resction of (Fu)gﬁﬁo with urea,
lvriiocdee o1 s ouvhere derlvo, of carboxyllie seldas ihi(0)E(Ck) also ressts

4 fo o0
wiil . Alile, e
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o a.

reaction with 1030 of lm,
:t,o ramovs rewlaael HCJL, ttﬂ‘ ;
ve 4 A‘. 13‘ “hi‘*’ w\

otar ;muunt of 116035 ”f ]
Larse L duy, the cerrespe

isomar, mn.145=-7%; p-rim'.
S | 1v at.backod“by M“ :

lt.u,,u in C6“6 at' “f-ll'* 1
corre snon"'l g ngcﬁa‘%al _
e el Tomer, dﬁe.,.és'ﬂ‘"

Wik Gryioe over H,Ws and t@l‘d !ﬁ*"
o=} er, dsdnlaa-b% -

-
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B-Thiazolyl- and Nepyridyl “rlnun- of mmu'-mwh seia,
AJV,Kirsenov and B.3,levehenks, znu.omu mn.av.ms-mmn.

Cf, this 3,26,2888(1086), and w.m(xmi. _ .

To Et,0 soln. of 0,01 mele C1,PONGS was added drepwiss equimeler amouss of
the dasired amine im 8.0 yuzuu a ;bt. of the mmu‘ 01 4F (0) K00~
NER: R shown: 2-denzothiasclyl, m.um'; z-tnudm. very Aygressepie
solid; a-pyridyl. dssomposss in ahl(h m I.O this mu. after Reutralis-
ation 2-yyr 1aynn-ea,-.1u-v°). The .nmuu tn-toa vmn l,a st room temp,
gave ppts. of the aeua nmmom),s l-hmolﬂ. “n.m-m;
2-thiszsolyl, deo.156-8% R-pyridyl, tu.uo-l‘. s She th mixvure

in the prepn. of the phosphoryl chierides is treated. Wity MeCNa in MeON
thaers ars rformsd (hO)g(MBEMs 755 1 yl, -.mi-e"; 0%
R-thiazolyl, m.120-30°; ees a-mxux; n.lu-s‘a s-mian.\ =.160-1% ‘8-
uthyl-s-benzothhzolyl. n.154~-82, Bilﬂnlr nl prepd. u«h ester of the
2-benzothiszolyl momber, 166, &Rﬁ—"-lmum of (ml.rtbim wish the
amines in ¥t,0 geve the sams produbss as am;&tm 1“ (ml,ﬂamoo
with tha anines pave (m)glo)m: 9% S-thianolyl,’ p.ul-o"; Bensthe
71-6-benzothiazolyl, M. He194-8%4 o9 s-mun.. -.m-m ‘T witk
Megu0, in 0,5 br. et 130° gave 695 (FRO). oF (0)MNNO0K A (A"mtmﬂ-i-hm-
thiszolllydine), m.196-200°, whieh m-t on mixing ¥eg0 -om. (m)
F(O)NOO and S-methyles-beasethisseloneining, The latter witk (m),l'(om
sinilarly gave di-lg N GMWMMMWWH\
phosphete, m.197-8%, uu-: hested 3 hre. with Mg, gave S-mathyl-S-banss
thiszolonimine,m.120% , Neating dip!’r x(a-manmnm-
N'-phosphata with Ne,0, as 120° gave the S-msthylasthosuitats, m.196-7°,
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‘Reaction ef organesilicen ecenpouids with phomm chierides,
AePoKroshkov and D.A.Karateev (0. X . Noudoloov M,M.Ialt..ﬂoudw).
ihur.Obahchel Khim.27, 3715~30(1957). Cf.Beekes, lor.34,933(1891) and Am,
Cham,J. 14,545(1892); Friedel ot als lor.l.ll(livo); Prtnuh at ol, JACS
75,4078(1953)3 lett.vqt.106,7llttos4)a w nnl.z.4ll.44s. CA 44,2287,
Refluxing 0.2 sole (ke0) ld or {sso)‘al. or Q.1 nele (o) 458s with 0.1
acla PO\-ls 15 sin, to 4 hrs, dopc.dln o Vhe sisw Qf llkyl group, gave
ths ourressonding RGCl, distdllable -thi amd’ “Mllahle rosidues
of orgmuﬂlmm-phom mda. GMM for Wiich are eaited;
‘These appear to be polnm of ailanels. \utﬁh partly Mdrolynd phonphate
esters, Thus were ideatifiad 34 P G4, 46, ,, u‘.r,c,nmou. and &,8,C N, (0, .
ohtained frem reactiens with (MJ‘H, (8&.0) 43 smd (Bud) S!.. resp,
Refluxing oquimolar amounts of (Fhe) o -1&1: m, or mla 15 hre, cave,
resp, tPh0)3? or (Phol,rn in 20-308 ytoldl. Similarly was pc.pd.(oumoc6n4-
"'}3 Ve The matama- wers chamhﬂnd by imfra~-red spectfe.

0"1F"""‘°7tg£“='/L‘*““' Lo tio

Allylic rearraagemsata, nx. Rauu-u of. Wu md- with
diathyl sodio phosphite w:lth :lnmm 1m hrdmhlortdou and - mt.hoxy-
' Tonroirohzienaes, \ .
Ao NePrudovik and I,V,Chovgine (Btete MV. ,Kasm). !!mr.ﬂhnhchai Khie, 27,
2750=5(1957), Cf, this 3.26,393, 1635(1956),
reasotion of Phigir frow 7.8 e Mg with 40 go 1-nathur3-m11yl-5-chlom-
‘!—':ertcnx l:w in 4 hre, 18 g 1-uthcty-3-nothyl-$-uhmy1-1-pnnt.nm, bgl2i=-
at »p 30, , 5100, 430009429(“134l Kave M,m), B84milarly lemethoxy-
a-nt.hyl-‘l-chlon-m gave the smme produast, BMglr treatod with I
sitharaiineinngave lqm:-u&yx-s-w hﬂ.ltt-z e 1.4300,
0,5151 (esenolysis gave PyCRO), Nuligdy asd I gave Lemstheny=3-asthyl=-3-
nonone, b, ,86~7%, 1.4390, 0,8233, MiNgle and 1wchlore=3-mattyle2ebutene (I11)
Zave l-ph.nyl-?-othyl-m b.?’-“ » 15110y .5911, while Che use
of Jemethyle~3echlere-lebutens Bise gave the panc product, biMglr and IX
gave 2eml hyl-z-hcweno. (uo) PORA fﬂu 31 g. ester in St 0 and 30 g.1I
gave in 3 hrs. 29 g u-,cucncur(o)(oss),. 51'117-s'. 1.¢4sa. 1,0080 (ozon=
olysis gave Me,C0)j the seme predust, ,111-3', 1,4439, 1,009, formed
in similar reactien of 3%‘!1“3%"14#“. “‘ ﬂmn being run
either iu Et,0 or &n Cgle, Reaction of (no) PONs with I ¢m a low yield
of uoocuzcuzmzcm’ﬂo)(ﬁlt),. 3.1‘9"3 ’ 1.‘5301 X031y

t
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Doalkylutlcn of iiomeric tributeny} thtlyhitCl by h’ﬂrqgon chlorid-.
A.N,Pudovik (State Univ.,Kuzan). zm.obmm m;-.av.zvss-tomsv). \
«f, dokludy Akad,Nauk 535R 84.519(1953), and Abrauov ot al, this 3. 24,1823,
Foleriical discussion of previous article asd its oriticism hy Abramev,
It 1» now shown that (k0)3? are intornediat-'produat. in the reaction of
PC1, with Llsomaric butonol,;.thO:luitlal Qodlkylatiquqf thoip ocours
alony the linase Of Arbuzov rearvangenast by the asttack ef W1, Further
attesck by KCl may pursue 8.1 or 8'3 routes, sinoe (IO)zPOH are attacked
by dry BCL at «10° only very clouly Af the radicals in the esters are
srimary and secondary, the rapid dealkylation of dicrotyl and diisobuponyi
1EL2rS hay De oxplained by direet Setioﬁ'o? HCl on the yuinquevalant form
of tha ester throush four~center reactien at &hO\Pn‘ur.ap,-uiﬁh elactron
supply provided Dy 1lnduction of alkfl grnubi‘aldin‘ the reaction, Rnnation
of 64.3 g. crotyl alc,, 199 g. “hlﬂlz and 41,3 g. PClz in ltzo gave 45,5
we  AHRCHILICH,) T, b198-9 » 490049757, 5“1.4680; thie (10 g.) treated
with dry HC1 .zt ~16? gave 6.5 g. nixed chlersbutenes (865 l-chlorn-2-but-
ero and 14+ 2=chloro=3=butene) and 342 g. llal’ﬂ;.. Addn, of 37 g. PCI, to
4C me crotyl alc. at '-18? gave after O.S_hr..ltirrina and quenching in fce
5545 g nized cilorobutenes of same cempn, as abowe, Similarly PCl, and
NaCH(OH)""!CWz qave the same odxture of chlorido.. Reactien of 9613 with
subh under those conditions gave 841 (Buo) PﬂO. while allyl alc. gave
42 {Lu :CUCH 0) PdO(on distn. the residue tunds to explode violontly
iF heaLuu ununly). Passage of dry HCl into (!uO)zP at «10® and stirring
0.5 hr., mave 1 wole BuCl and {®n0) PHO. binllarly (Ci IGHCHzo)af and HC1
pave allyl chloride and (R0) PﬁO, b897-5 ’ n; 144430, with much residae,
rezatics of 0L similarly vith ) (cnzu::lcmo) P gave r,res and
nixed butenyl ehlorides (50-33 l-chloro=2-butens and 47-50§ 2¢ohloro=3=
 batene), Xeooing tLU)zP in Bt,0 in preaonca of dry #Cl at roem teaw,
and foliowing the rnartion by poriod&c asnalysis for labile C1 siowed
thot ta 1 o, nha Bu ester lost 0,96 méle alkyl rudical, allyl ester
tost 1,7, crotyl cuter lost 2,31 and nothallyl o.tor lest 2.3 ester :rouB'
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Synthesis eof Mlm amids, m- ql M h«mno
ketonos with dialkyl phosphitas and Ml. o
T.Ya.Modvad and N,X,Kabactaik {Inot, Netoro-erg. w. mu.m..m
Iavast,Akad. Neuk $§305.R., Ovdal.Khim Nemk 1957, 1357-42. €. 194,304,
Iate 18 g. 1,3, S=trinsthyl-f~piperidens a-i 17.$ g. (M) PRO. there was
introduced dry il (uotlurd.e) and ¢ho dltll'. was MM 3 hre. at 50°
and 2 hrs. on a steam bath ia a contémued thu of II ; o utlm thq
mixtare vas trwated with dry B5¢,0 yielding a PPt, ld.lllr of 'l‘ salt of' _
it phosphite, whieh was sepd. and the filtrate distd. yielding 4!!,1.11“@
hygmscoptc di~B¢ 1.z.s-td-thy1-4--twapoudvl-wu, LY 1=
1°, »3%1,4784, 4 51.0601) plerate, a,lss-é , c“ 3 lﬁ,(tm errer?)e

. Similarly B,2-dimethyisetrahyd !2! di-Bt 2,2-dimethyle
J-anotrmydml-mmo. ;. “79-81 » IMOI. 1.,1080; .
thus were ales prepd.! $25 di-ka 1.3, Fmthyl-mmddrl-bm
phonate, by 10.4 108-9%, 1.4693, 1.0240; 425 ai-88 1,3,5-trimebhyl-4~
minopip-rldyl-l-tuumu. 53130-3 » 1.4982, !.0730.. warmed
with PRNCO em a steam bLath gave di-8% 1,3, S-trml-‘-(mllntdo)-
piporidyl-4-phesphenste, 5.198%(Crem Cij). 1 vith ASCl in petr.other ot
20-5% gave very hygroscopie 4#~acetamido analog of I, M.104’ as the NC1
salt, which with Na,COy in B840 gave 335 free ester;, b, .4 127%, a,118-7°
also formed ia 565 yield frea I hoated 10 mis, with Ae 0, Mrﬂ.ino‘ and
uistd. (b,184°), I and BeCUCL im mr.-mr save {-preplosanide ansleg of
X, as HC1 salt, hygroscopic selid,: doo.99 , which gave the m. ester
on treatameat with EtONaj the free Olt.or. 53%, "3:10-4”9"“ v m.105%(frem
pot.-..eu-s-). 1 and BaCl im petr.other gave {~beassmide analeg - I, 358,
n,131~3°, whose HC1 sal, du.u iAs very hygreseepis. I-ﬂaﬂ.y I amd
5ECOCYL inm csu‘ in presence of pyridise at 50-60° gave w-:-tdo smaleg
of II, m.97 (from Et,0). Te 7.05 g. 1,3,5<trinethyl-depiperidens and
7 8. (£80),700 vas added drepvise A oNa~-R00N (m‘): lﬁoi- hesating
0.5 hr. on a steas bath ths low boiling metorisls vers &ltd. leaving
325 di-dt 1,2 S-Grhothyl-l-mm’.ﬂ\drlw 0,32«1%(frea

" Bt 0). Sirmilarly was obtained 56% di-8s 2, S-Mhl-bhﬂmnhydro-
pynny1-4-uuph.n-u. . 75-6"(fren mr.oum-). :

!

. ! 4 - .
N -
. ‘ S
W . ‘ '
. : L _
. . , -
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Substitution rescticas of pheoshencasstis ester and M

AN, Padovik, L.P.Shehelkina and L.A,Bashireve (Shabe Yaiv, ,Kassa). Shur,
Obshchei Khim, 27, 3361-11(1”7). e Wi !.l!plmﬂ’l!)a 27,1708(1987).
Te a sola, of 3.4 g. M 4a 35 g. M’ﬂﬂ"ﬂ(ﬂt) "4 150 a3, u,o vas added
20 g. l-nathaxy=S~chlove=-j=pantens,; ylieldiag sfber hosting and sepn. of NaCl
12 g, NeOCH,CH,CHICHCELCR(COBO)PO(008) 4y b,107-9°, .{'1.45:;, dy41.0n8,
which oxidised with ntnll‘ ¢ _metheunypropionis seld, $,105-6", Mallar
resction of l-chlore-3-butens gave NeCRIENGH,CH(CN,00)P0(00)y, by, 156-7",
1.4453, 1.0617, which alss formed in sindler yisld feen 3-~chlore~3-butens,
which thus underwvest an allruc ahifs. uli.hﬂy L Cﬂzlt gave Rt9.C-
cu,cn(co,u)n(m),. b, ,xu-i » L4402, 1.13!!. The use of mo‘l-
gave a wedurste yleld eof 8% Ne® M“.Iﬂm“)'. b, ’lﬂo: > 1.4438,
1.1434. Zdnilarly BwCHClL geve ma,cl(n,u)ntml o By177-8% 1.4415,
1.0613. The sols. from 1.77 . §3, 15 g. NeGUUN PO(0Bs),, 204 100 al, 8t,0
was treated wish 20 g. ﬂ’“ yielding after § are. ‘.S g+ ¥%eCO0R-
(PO(0R8) ) CH,CO.BS, By2ds=9"} 1.4430, 1,1083) sintlarly NoCHErLO B4 gave
after 4 hrs, o & m- both in Coliy & medess yield of MN(M),)-
cmcozu. hzlsl-s , 1.4556,=. Similer n“un: with AcCl Br gave a

lov yield of MeCocu(PO(om), JCR CoMn, t,us-o , 1.4500, 1.1413.

Na doriv. of mcl,ntm), nutu with NICECL and lucl,u bt the
products ceuld mot be iselated eviag %o tocenpn, &nd ser fevmation. he
reaction of Na deriv. of un,ccn,ntm), with Mo CBrCOR presesdsd very
slowly even in hot c‘n‘ and only tnm of M‘bor bedling prodnct.- were

sbtained, %«s

Addition of complete estera of m-pm sold &d phosphoneus acids %o
conjugated syssems. I. Addisien of srialkyl mm e mu- and
methaerylic acids. .
Gil'm Kamai and V,A . Kukhtin (chc-,!nh.tm..hsn). Thur, Ublbohq:l Khim, 27,
2372-6(1956), Cf. Deklady Akad,Namik SS3R 103, 383€1985).

Te 12 g. (M) ? was added drepuise T g ﬂl’m’l. predusing aa snsthesnic
reaction (f.-p.r:ln so 138°), afser which 3 hrs, at 120° gave 10 g, Med C-
CH CHy ro(oMe),, 531:3' -4’1.4370. u“:.mo {53%), Similarly were propd..
319.4% tri-Bt ester, 53133-4 . 1.«10. 1.0941) 36.28 ri-Bu ester, b 147-9%,
1.4382, 1.0084; 438 srieise-Bu ester,: h‘u!wl‘. 1.4“0, 3.0030, Yo 12 g
(u-o) P was added 8,6 g. Gﬂ.awg with slight sxothermie effect) after
3 hn. at 120-30° ghere was obtaimed $6.85 (Me0), P(0)CR,CHNeCO e, b 136-1‘.
1.4372, 1,16813 34.1% tri-Es ester, b 23-5%, 1.4333, 1.0761; 31,38 tu-u
ester, by153-5°% 1.439C, 1.0019; 82, m-u-u ester, tslﬂ-‘l » 1.4375,
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1.0011; were prepd. similarly. m&. ot m,m.a,n«u) whbh l”
NC1 3 hrs. at 130-30° gave the fres setd, n,108% Keeping 16.6 g.(500),7
1 menth in un«qumu,.m,n ..6..)nmnan~uo-

sixturs with 23014310, 43%.9961) afsar 3 menths shese beemse ap’1.4320,

_ d 0.9957; treatasnt of shi- with cu’c.l. failed to puﬁno an exethereuis
reacti.on and the nixtare was develd of tMul odor of the phesphite. The
material(10.4 g.) was treated with 3 g, MeOR (slight heat -zonuu) and
kept 2 days yieldisg 5.3 & (m;,r(o)a.m,uo. bgl10-1%, 1.4346, 1.1031,
(Cf.Tudovik, Uspekhi Khim.33,547(1954)). It i» suggested that the asdda, of
the (RO) P te the unnatd, ascide M'ﬁtﬁ m-m- of & Mpelar fen
(m),r cu,cmc(on)o , vhieh may syolise, them m 'to the final predust.
The formatien of an intermediste addust is eenfirmed by tho above dennribed

rooa teap, reastion snd by She fact tm +he Shus cbbsined resotion mixture
reacts exothermically with l,o. vhile the final phesphessssrbexylases de net
resct with {y0 &t mm.mmmmuawal ferm of the

Arbuzov reoarrangemsnt,

IX, Addition eof trialkyl pl:oopuhp T 3 uro.ldn sad cmlhmo
Ibid,.2378-80, cf. nnt. Kukhtin and luu-vu. hur m m-.rohh.x-u..
lo.al,lisu.”‘)- \

Te i0 g, (Me0);P in dioxane was added 4.8 g cn.scmm (u.thntc ‘peaction)
and the -:lxt.m after 3,5 hrs. at 00-’0' wes aistd, with mush decsmpm,) if
prior to dista, the mixture is Sreated vith l.‘ ‘. ll-nl sad e nixture
kept 1 day at reem Semp, ,8he mli of ddomd. 58 vises to 305 of
(Me0) 4P(0)CRLCH 1CHONS, bg125-4% ay 20; 4431, a4 1.1570. Sisdlaily were preopd,

119,25 (8£0),P(0)CH,CHICNORS, By133-4%, 1.4441. 1.0603; 115 (Pre) P(O)CN,-
CHi1CROPy, bsxss-s'. 1.4436, 1,0009] 48,08 (M),ﬂ!)ﬂ.ﬂam b,lsb-f'.
1.4460, 0,9806; 17.4% (lm)’l(ﬂlﬂ.ﬂim,ﬁﬁ,, b,l!.—l e 104430,
0.9750, Treatmest of the undistd. evigisal resction mizture of (8¢0) . abeve
with MeOH and distn., after 3 days st reem tewp. gave 34J$ (l“} r(o)cn,-
CH:iCHOMe, 53123-4 y 104425, l.nls. Treatnenh of the M membeyr -f the shove
sering vith 15 N 80, at 70-80° guve sfeor mewtralisstion snd dista.a low
yield of {m),r(o)cn,cl,cuo $0-1°%, 1.4406, 1,0129; trestmest of the -
reastion product of (uo) ® similarly with N0 gave ns (lt.) N’)BI CH ChO,
b‘na-so » 14480, 1.1330. ‘h 17 & (ltl),l was added 7 g. msm ud
the mixture after 2 hre. at 110° pave 4.7 §.(17.15) (300) P(0)ChNeCH CHORS,
b1136-'°p 1.4506, 1,0436. Similarly was prepd, 13,95 (rw),rto)cmcmcmrf,
"a,152-4%, 1.4496, 1.0046; The addi, is believed to preceed through a
dipolar ton, which cyelises t& an imtsmediate (“),?ﬂl’ﬂld-. Thas
trialkyl phosphites are uspable of m 9 Wyt -qd o~% genjugeted

Approved "For Release 2008/11/25 : CIA-RDP80T00246A0038_00520003-0

v r -



Approved For Release 2008/11/25 : CIA-RDP80T00246A003800520003-0

T - ——

Rixed ostors of terdiary-1,1,1-Sriehl 71 phosphorens |
V.5, Abremov and V.K.Kheirullin (Chom,Tesh.Insk,,Kases), Shur,Sbshohel Khin.
37, 1381-86(1957)s Cf. this 3.37,444 and 1365(1957),

- /

To 0.2 mole glycal or 9.4 wele ROR amd §.4 mele pyridine in 3'0-40'_ I)..lli.
there was added with dve coeling 0,2 mole m,ah:cm,; after stirring a¢
roos tewp., and fimally at veflux, the sixture was filtered a:ul alesd,
yielding the follewing esters: 63,55 cc:‘q-,".(m,)", b104°, a,,x.uu;.
03°1.4980; 60% CC1,Cle, 0POCK,GIRe0, b, 97" -1.2_“5. 1,480 s‘.ﬂaa:lfh,
P(OC"‘:),. b313'3'3 y R 10"3”‘10‘.,..'-..*11: ’5’ m,“’m. ; wgl‘.
"01’1"- n, 63-3%; 1’.81.0613%'0?(0&‘); ». Bgl06°, 1._._33‘46. h‘"::u ! ;%3 ]
Che,0P(08t) 4, "1""- xeefigy 1.2808, 1.4700; 62,28 e::‘?b’»( g0 u}
403 1.1611. 1.46753 "o“ m:m,"(m’)ll ‘1., """’:' l'“’o!
(17 cc13c:h,or(ocl(clzcu_3),-, . yatzattiyiuithd 1ol P4~ ‘_; :;;7:;. .-
1.5133; 708 m’“’ﬂﬂuﬁl)”~|’l.3" » 1_.:105._ 1.4985; £ 7 !l‘;‘ N
P(OPB)y, b,no-oo“. 1,3130, 1,56403 61,45 cg-‘m-,oﬂmzcu),. L e-;i
1.2533, 1,4776, The esters formed sdducts with Cu,Cly of Sype ester.CuC:)
these were crystallime solids im the following examples of she R r:dtoalgl,
sxiptbnay (Qls,) ) -.174-_-5‘; o=Cell sy _:.1“‘(;-0.)3 ‘lh. maﬂ-ﬂ : i.u;?f.
mo144=4.5%3 Cgly, med00=1%) Ph, mo121-3745 ChayCH, -.14!'.,11-:-»; on e
the abeve chlorephosphite with benzpinacel fli.lod oven a2t 1007 im the
presence of pyridime, The thknicke Miln with tert.ales, ﬁd"’rooood

in cases of KQSCOE, 'I,¢°l and lbtﬂMMImlmd[ the 1st of
these gave (RO)(R'O)PHO, the 2ad gave PRy CCl, while the third reve (R0)=
(R'0)PCL (of. abeve refs.).. - ‘

Reaction of dialkyl phesphises with sldehydes sud ketemes. XIV, Tertiary
1,1,1-trichleromsthyloyclohexyl esters of substituted &-hydmthylphu-

c acid, _ o o
:!::tbruov and V.K.Khairullis (Chem.Sesh.Inst.,Kassn). Shur,Cbshchel Khim,
27, 2187-9(1057). Cr.this 3.36,811(1956)3537,8361(1057).  ~ -
Brief heating of equimolar mixwures of _mr.p:tato cu.rb‘:m:y.l. cempounds and
tcc1,cuc,o)[(ca,),ccx3o)rgo in ampul te 50-60", fellewed by u;c:?":g .
room femp, gave the follewing (-m,m,i)ll_ﬂ,) 1,01P(0)CRRY ! 2, ,M
shown, reep.)t H, Ne =,179-01% N, 84, g.-xn_;u } 0, Pp, m,156-8°; :. : .
u,177-8% R, CCly, =, 163,5%5° 8, M, 8,144-6°3 B, p-NeCgH,, -.J;so«(-a ;) )
n=-0yRCeH .y 301“-6.3 Ne, Mo, llo_:-“"#ll C"CI. “3‘:1: =1 g.57 (Cn, 4

: cams-ﬂaﬂl; they are substastially hnl.ti‘-,:l"i._ The reactien was complete

N ‘.'t.

" in 34=-318 hrs, at reem temp. a8 ovidensed by wp&alltsatlm. |
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ppl’OVG or nelease
mmtmuammmnwu “"'m

resrrasgement. .

A.I.Ragumov and I.l.nnbnhn u.u.mu om.m.m..m). Deklady
akadoBuuk SedeBels m. m-lmtﬂ. . h_nt and lnlus. this §.118,008
(1987). ‘ | |
In erder %o «euno the pouunw of um of She intermsdiates in
tha uwmmmwmmmnmmmnmruo-
sion, the euthors seleeted R OB a8 0e hﬂiﬂ- ester, ouing %o thelr
ense of entry 1atc the Arbumev msm-mut ‘Reating. (Addn. of WX %o
BugFORG at roem Semp. leads o m mun ol 14eration of !.l.
Adfin, of NeI te BegFORS ot ~6® results 1n cemplete recetion ia 0.8 Ar.
and formation of srystalline pwednss,. l.lnﬂmll. 2.56-0%(asver washing
wita dry Btg0). ¥his kep$ in destenmter sver 2.0, m speatansously
in 24-5 days as 189, mmtl-mmnw- hiys at 48° e
rw-tmotmumcummhﬂnh.mﬁthMW
1s somplete 1a 5.78 krs,, while ot 5% Wh¢ somplex fermation 1s cemplete
in 10 mia, mmmnmumu ta B hrs. Simllerly, m:uu
I gZORC react i 22-3 hrs. at M1° ylalding lwtmu.-.n-n' wieh over
Pg0p descuposed after 18 days ot 2% 721 ok M IIM 1n 48-4 ks, at 100
gave rru,r(mu. nY8-3°, whish deacupossd sver PgSy in 10 daye ot 1%,
The addusts are nl..h)ohr ulmm“. insel. ll“l. e
desonpn. of the addwets m.\hl.ﬂulll!l mnummwn
the phosphine uuuthumououﬁﬂuamtmmw
ate of EtgP0, -.su'm.rumt lﬂ Ksayes, T.0.0, ll;““l'“”-
dipele momeas of hu'rlmll wes ulln ks valee for Shis sompares with'
(PnO)gFiieX (Of. B.A.AvDUEOV % al.,Biaiys 1 Puuu.wnm.

1967,p.69). Thus the dend ia m WM is ut nnli
sovaleat or ypurely .ulh -
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' ..u.-cdamxmnmmm. '

H.G.\'oronkov. Y.A.MMI snd '0.0M~‘mt..“ ”.!‘“. ,I-O.lﬂ(l‘ld).
I’-VC;"—.-"&R.‘“‘“ ‘.’.'.l._.. MOI.NI.'I& 1’,,‘ 1"’-,‘ " ) .
Slow distn, of 28.) & u,ueu- fron 5.2'8. _»yu:l'lgsl I, 3 3-::. .'.
MeOU and 675 (584810),7W0, W 183-1%, d5y0.9584, ny 1.4408 (imerease .
proportion of reactanta te 41l '.fa.p.od to al.b-l; th-“ﬁ:l)»d ::3:-:‘) P:;MI“)
: -3 (3), 393(0), 564(20), 623(2), ’
Rama ctrum in om™ "1 3854(1), 303(3), ) .
7:;::)?p;53(3). 973(8), 1008(s), 1018(5), 1110(1), 1238(4), 13:1(;),’:3u3
(i). 1412, 1465(10), 2433(1), 2834(12),,;917(1).z94z(;). 2965(10 .R us
vore obtained 408 (NeBL 310) PUO, bL38-45%, 99498, 1.4199, uho:e“n-n‘s
spectrum wasendetd,, and "59‘.("9”]—.‘”\ PI., :1‘{”::(; )"::::; ; .436(.0)
' . 33343 ’ ’ ’
whoze Ramap spectrus was!i 173(2}, 1?6(3 v 83? ’ )
. se0(2), 873(1), 897(6), 1032(7),
20(0), 591{1), 644(1), 700(1), 753(2), s
iooq(s;. 1103(;). 1206(5), 1359(8), 1300(3), }341(§). 1410(8). 14$4i;0:-

(2), 2735(1), 2874(13), 2912(13), 2935(8), 2968(13), Refluxing 459 &
e ' | < H. umtil NG} evelwtiea stepped gave
Me,®4Cl and 12.3 g. H4PO4 in 25 ml, Cglg unt volu | gt

| | 1), » 32100;, » y ’
A 171(8), 198(10), 339(1), 262(7), 286(1), ‘
;::le, 56;(3). 39323). 610(8), 65‘(10)2»300(10)2 1:!(::;’::;(61;':::;0);‘l“
484, 18590102, y 1 ’
991(3), 1006(3), 1039(1), 1093(1), 1134}4% _
(10) ;426(3), ;887(12). 2070(12) 3 siailarly was prepd, 733 (Qt,lto),r:O,.
2-4° 3., The $60-3593 u-,"' voglion i assigned to 3‘1-9 vibratiens,

bgloi-dss mel.die ] 9 P=0 smd C~C, 1093-1206 to
610-671 to 31=0, 700-765 to P-0, 873-1069 s lf' ;.. S ieher
P, 1232-1275 ta P=d cnd CH} 1320-1465 te CX, 8423~9 to‘ *, e

pands to CH vibrations, hﬂmi;:'sﬂz :;‘ I: ?:ﬂa ::)5;0 t; lg“ o966,

st of dry air B hra, gave 305 NeOR and J 310)470, 30

1 ::;l similarly was grepd, (&;MO) r0, h;,‘-l::-,; -;:; :::2,3:::3 -l:uﬁ::lh

: . ' ‘ 5 » 39 » )

t was1170(10), 190(5), 320(1), 346(4 v 3 | |
;:ivrsmm. 652(5), 697(7), 760(5), 846(5), 120000), 1357(S8), 1:7:::).
1320(1), 1373(1), 1424(7), 2907(10), 2970(10), (n%::?):::n :::ct':::ny .

. ding N, P0,. They de mot add } y HMelg
by %30 and slcs. yio 113 ¥ 1008 d. the others glivibhg
lding CH,, but only the Et member gave 100 risld, the |
::I:h 1::91' ;telda cf methane, Ce. Voromkev, ?hu,.%ihmo".l-“ﬂl"ﬂ_)i
25,469(1985).
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m&-ammmu-"cmm
of halogea coupounds of ghosphorus on She Yepuiting witre sleshels,
L., Kenlov, B.P,Pisk end l.d.w !nt nn-. ﬂ-.m.hn
in, 8.M.Kiveva, 83, 248-00(2987). i
te 30 g. Ha0, and 250 ul. Mo 90 was adted . o.sc.huuu.u-.m
-dtbunmmm”ln.umm ‘after nowbrele
" isatden with 68 NGR,. n!u,am-u,: . |
1.4460, """""""“““"‘"""l“a- By ¥
mnmm( :a .t.m_.maw-.u
."’. » ‘o.n’. l-“ll . 1‘1‘." lo"."

e U
4:.1’ (CI,) (clomjenge,, Mﬂl. x.uu; Iﬂ ¢
b, 200-2% x.xm. 1.49025 ‘.3 «-; o m-i-’.’ f:,m.

1.4850) 453 (cmy) (ﬂ - .i.m hclln”ﬂ..),-
C(OB)CEANO,, B, ® 2. ; 304740, 29 I g. JeaktverDegropinsl and

. 15.3 g. nr“hohlb ma‘ﬂﬂh“"’.‘hm’hlﬁl,‘
nn«-.msmummmnm-.o.nc.'
w-m.x.lc.MMMﬂmm-lnum-
orised undistillable residus, Wn-dudmw
unm,ummdm‘“dl‘mlﬂ“'

a pelymerised residus, Sdullerly BOOPEL, and L-nitpe-tastiyist-prepanel
nnu.nlh.cm u-mmﬁ-;mmwmm-a-
Mum-mmmmmo.unwmm.
1-Hitro-S-msthylpi-propansl ond BiPEL, .gave $4.35 nltre-eantigl-l~
prepens snd & small smownt of W " m,w S=litre~
mwl-wmaﬂ,mmmmuamu-.bu
39-67.5% Reastion of l-altre-3 possl undér thete senditions
unmx,mmmlﬂnﬂwmm
Reastien of (500),P0Na frem 3 g. Na and (800),PW0 &n 800 with 17,15 g0
‘m,mm(lﬂ)”&mﬂWﬂﬁ(M)f
PCL in the precense of gyridias as showe guive sias l-nltvesleprepene ond
seme (X40)sP40, Sinilarly (300) 061 and lealire-Scanligl-S-grepansl gave
1enitro=3-nethyl-lopropsns and (D00) 0100, Adin, of & 140410 Mublia-Notl

te 10 g. 1ﬁwmuuqu.mm-m
Muﬂnﬁulh&ucmmwmmmﬁlm
nuuumxttnwwmmemumuuvmm
«auucmmmummmmm
to the slefins during the disba, - ll'. m.u.mmm.

gt noct e

Approved For Release 2008/11/25 : CIA- RDP80T00246A003800520003- 0’




Approved For Release 2008/11/25 : CIA- RDP80T00246A003800520003 0

Resstion of Mﬂm m nm- with m -'I.mum
V.0.AMranev and v.t.muuun. Trely mnu. nh.rm Inet. i, S.M,
Kirova, 23, 63-76(1987), .

To i mole mz,mlmomuwu,omuuuﬁ 1««»11:.1

mole 4dry pyridins and after svirring H e, lt lo- ASPs, Sthea 0.8 kr,

at reflux, the mixturs was riltered and distd, yuuum 715 Me G(W%lm..
b14110%, 4,,1.3390, np L.A804; OB6 (GH,OR,) (0N, )6NL,, bam®, 1.8,
1.5428; 7a% Gll,(ONyON,) C(6015)0P0L, ¥,180-00° (m.884%), 1.3001, 1.0008.
The dichlorides (1 mole) with 1 mele &ry pyridine ia X%,0, weated with

1 mole B'0N at 0° as above, thex refiuzed 0.8 kv,, similarly gave the
moneehlerides: 78,08 [Me 0(001,)0) re1, *b.xvf 1.5198, 1.5808; 58,05
CH,(CHaCM,) G(0015)02C100M4001y, B,101-8", 1,8047, 1.5481; 75 (CHLOR,) -
G(GC1g)0r010CHe 001g, By1V8-0" (m,38-40,5%), 1.8158, 1.8008; SAN[ (@M, Gg),-
G{C01g)0),701, B,108-4°, (m.97-89), x.«u. 13488, Use of 3 melis of R'OR
resultsd in 60-70% yleslds of the ‘sonsexlerides and mm of unreasted
R'0CH, attenpts s0 form seriarxy um- ia uu fenily were fruitiess. Preat-
meat of the memoshlorides with MM ‘enbunt of I‘O with eooling and
drying the produsts ian vasuwo gave *he ronuu. m)‘m: 1§ Y 0(001.)0] l'lo.‘
n.45-4%5 | (CHgCH,) g3 (C01)0] 0, 11quid, dpeded?70, aS%1.8008; (GH,CK, )y
G(CO1y) OF(HO)OCMEg001,, 1iquie, 1.4900, 1..!1#9; "f-‘.lu‘n.l.ﬂmp(n)-
CMep001y, ».67-9%; (0N,(OR,OR,),C(00145)0] P09, n.130-0%, I% was shown e
molecular models Shat phosphites with X greups shewn abeve szhidit mush
steric himirenes and sre lasspadls o!' M m rotasion. Te 810 g. ONClg
and 300 g, oyolomam vas sdded with hc oooling ”” &s PO, WX ever

¢ hrs.) afser stirring 3 hrs, umn...mm-uwu

1 kgo 188, aeidified with Ny30, end the 8q. layer Was extd. with ¥8.0; the
eombinsd erg.layers gave 15.05 l-trishleromethyleyelepeatascl, b,497-8%,
d201,3864, a0%1.3086, Of, Gezvurd ot ake JoUMam. 50e.1953,9141085,1920

 ogpnflonffor
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705

uixed esters of mtury-u'.v,x'-ehnuo)hmulwlquo-
pentyl phosphorous utﬂ. v,

VeseAbramdov and ¥, E. lhalrullla Trudy Kasan, Ihlnu Teknol, Inst, in, S.M,
Airova, 33, 77-88(1967), .

To 0.00 male ROH ead 0,08 mole dry mmuuuo Ml B30 wes added with
ioe cooling 0.05 mole (GH GX.) 0{041,}0rG100Me 001, (I) in 80 al. M0

and after stirring l-3 hre, at reon Semp, and i'cﬂnin briefly, the mixt-
ure ves filtered and dissd. yisldisg the followiag esters (C.Oll.) s(ee1,)-
Ok (04 )0CHe ,0C15 (R shownls 06,0 Me, nzau-'r‘ dypet490, ‘21,8108 (0w
adduot, white solid); 813 M, by 179-80 ", 1.4188, 1,0158 (0w0) oddust, n.100°)
ir, bszae-a 11,3860, 1.51:0 (Cusl edduest, m,100°)} 74,05 Bu, l.uo-o ’
1,3633, 1.5088 (Cudl m. 2,047-8%); 93,05 uo-lt. bdf-c e 18087,
1.5080 (Oufl sdduet, m.178% wiwk «nq-.u ”.05 n. h,nO-u'. 14843,
1.,5480 (CuCl anaus, e sirup). The ln-rr ester sould mot be dind,, Y8

the orude jroduct formed a Oull sddwot, 2.179°, Neattien with Mey90K gave .
a orude ester, d,01.8010, -;"x.am. whioch appesred % ve the free asid

: mn.munmmm-nummmﬁ.nm'mm

pptd. by careful adda. of 0K %o the ru_uun‘d:n-u. The imability
of I %0 react with Sersiary elo, is exzplained oa sterioc grousds. Of, Shis
1. 83, 65(1987), '
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: Rea¥rangsamnt of aized esters of bh—hﬂ—llw m aold,
Veleabramov and VX, hairullia, M Xanen. nu.hmx.nm in. 3.4,
Kirove, 28, ee.oouml. or, m.euama.muml. ‘ ‘
ncaung squiamolay ummt of el wxn(m.m glass w until
the mturc formed a #0114 erywtalline mmss (M ll'l. with heating ar
soma smzmnmm.)nmmmm.an
pature of R; the product was hﬂoum.om‘}.. R09-000, The ylelds were
89~95,5» with R ranging through: Me uo' resssica u..l. " (100°), Py
(1000), iso-Fr (20°), Bu (100%), isoeBw isc-Bu (20°), MeRWAX (188°). Seating
I (R=2%) with rnou,b: as 158° 7.5 hrs, gave oah m-,rtomwa')
m.99-101°(n-o. ssgo-p.u.-mr). The seme m«ut formed from I with R=
$00-iT or 1s0-Bu, the yieldinds being M, the un“ul requiring M
hrs, at 1659, The rescticm rate m wita w sine of R amd
the radiocal lost in the Arm ﬂuﬂm 11 m muut ose pressht;
.attezpts to isolate m hhrnuato .uuu weres w. Resstion of
I with R<Fh failed to give en isolaiile prodnss ceataismisg P; sialler results
were obtained from resotion of Mel with (PN0) o =8 0.0
Cilgs tbe omly 1densified mm ws wmm i

Pl
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. Rtaouon of dlalkyl hydrogexn pm;um with aldehydes end Retonss. XV,

ﬂaurs otv(-mrmw‘numw nu.

V,-eAbremov and L.3h.Deloken, Trody naa.nmrm.nn. il. ....n.urm.
2%, 91-6(1957), Of, Zhur,Obshohei :h_zq.u.m.smul.

Hesting equimclar mizture of Aey and (RO) ZED in sealed smpul en s stean
bath 16-12 hrs, until the velues of 4 and » Besams stable guve afier distn,
the following estere: 51k (m).r(o’)m » m‘. D01.4530, 1g01.2392;
S5 A1-0t ester, W 130", 1.4450, 1,1408) 88,86 di-iso-Pr éater, byiis®,
1,4410, 1.1211; 846 di-Bu ester, t‘m 13,4480, 1.0041) Oll éi-1s0=-Bu
sster, b 131°%, 1,4450, 1,0013, Addn, of 20Na %o $he aixture fulled ‘e show
any oatalysie effect, and for this ressoa m reastions vere ran vit.hout

& cutelyst. Use of 8 moles (RO)qFNO 1a this resstion resulted ia recovery
of 50, of the latter end gave 67-786 esters fdentical with She above; a
smell undistillable residuse uul-_(. but um impossible to imolate

any products of sddm, Of 8 moles of the ester tO he dleardemyl o;ﬁom.

AVI, Ssters of 2-hydroxywi-cas-f-pemtylphosphoais seid, gl
Veiooibramov and r.l.hmun. nuu 7101, ‘ P S5 L
Hutlucqulmmm.“hﬂ..l m)gmumumu- slee:
buth 20-60 hrs, unsil She values of 4 and & became m. yisldsd the
following esters (RONa falled %0 -ho- say nﬁlﬂh effeet on the Tesstion):
£ (4e0) k (0)GMe(OH)Clighe, bglO?", w39, 4800, t.,m.m; 75 Li-s ester,
5114-5°, 1,4450, 1.1010; 166 ai-iso-Pr sstex, b.nl-o 1.4408, 1.0848;
16~ di-Bu ester, b,uo-w 1.4400, L.onn; 21 u-uo-n ester, ¥ ,137-8°,
1.4470, 1,0153, The molar refrestions of the pot_uu approashad the eeled,
veluss for the emolic form (RO)gF(0)CMs(GN)GNIGMION, ead Sitation with
brozide-bromte colil. showed unsata, of $0-40k, The ﬂu‘u SAVE uRerys~-
tallizble products with FRMENEgs hmc She existenes of esrbenyl growps

was uncertain. The estars showed sighs of some ddoompa, Suwring distn,
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keastion of dlelkyl hydrogen phosphites with auanu and ketomes. XVII.
Tertiary-triohlorebutyl m-nuummmm ums of sudatisuted
Of ~hytr oxyuatbylpbosphonte seld, ' |

VeiueAibramov and v.x.mnmu. Trudy l’nn nh.nmx.mt. i, 3.4,
Kirova, 23, 102-4(1967). Of. Shis IR ss,aoum). o

Keeping equimolar lhtuﬂ IUI.OI'I o(m l»lmm,oa. (l) and an
al&ehyde or ketone uu-m-wuummmu ha“l. ncldhc
the following esters whlel were purified by erysia. froa 20N (cl,el.),
«.(oc;plo)(m,ool.)m'u (R and R* showm n».h K, Me, 005, n.123-8%;
H, Et, B5.6i, m136-7; x, Fr, 7625, 2.138-4% K, isoaBu, 54.0%, m.134-
5,57 H, P, 785, m.153-3,89; u, p-u-c,n.. 94, m24-4"; B, p-mOCeH,
5248, , BMelS0U=1°; Me, Me, Y9.8%, I.IM-C 3 (ﬂl.)‘. “.0!‘. ".160-19; (oR,)g,
72467, 2.166<7%, The reastion was mest npu with Bsil and p-lMe@gf 0HO,
most slow with MegCO uﬂ oydomm.

hchniuormmwt. v. nmuuumnm
substituted earboxylic aeids with muu. . Wz‘:‘“ m’”""‘%
V,S.Abramov and Shars Pall, m-m.m..mm. ie. 3.M.Kireva,
23, 105-10(1967), cr. zZhur.Cbshehel :u-.ao.amuml.

Kseping nrca,cl 00 a with (ao)'r (R= 3% o u). - m.n and (no) »
(R=S%, Bu, isc-Bu, Fh) in sspuls et rrom m.. mn. She values of n and &
becems oonstant resulted in reastion d’ th sad uur l‘lﬂ il. ht Wromo
ester required msu. t0 130-50% Thus wers edtaised: 80 (m),r(om,ol.-
Cogit, b14186-9°, nh%2,4008, 4 01.00e8) B2$ (uo) ¥ (0)GNgTHL00gRY, b 130-11°,
1.4537, 1,0810; 705 (W0)gr(0)CHFMIG, M, BylE0-1°, 1.4088, 1,1583; 11

di-Bu ester, bglo7-0%, 1,4846, 1,0081; 845 dirisc-Bu eater, Dyl06-00°,
1.4820, 1,0041; 703 Ai.Fh eater, Re108+4%, Eeuting ws Ressssary 6 somplete

the prepn. of the latter group of yreduesse (500)p? (88,8 g.) and 16.8 g.
FROGIBrCHEXCOL gave an ezothernio ¢ffest om mixiag ebl afver 6 doys gave
6l Bt oinbemate; (BuO)s? gave a similar result, (GEBrOOQM), (frem di-us

2elette) and (Xt0)sP gave 925 di-Ma fumarata: M) gave the seime resul
Approved For Release 2008/11/25 : ClA RDP80T00246A003800520003 0 “ ¢ “ '



Approved For Release 2005/1 1125 CIA-RDPéOtI'O()'246A003800520003-0 "

while (CHErCO “‘"a (ﬁ-on 4i-8t mleste) n‘ (’mo),t' also nv'i only mr

end u mon-i comtgs jroduss, nnm-w -."‘1.«9.. 4140925, Rews bon of
(300)51 vith wmoogu) (tru u-llo tunnal eave di-ls fumrete; (llo),r
also gevs the same preduct) (m,n) (tl'al Gi-s% fumrete) and (380)
zave athr and a non-P contg. produsy,: b 9v.8°, 1.4414, 1.0“0. while (M)al'
cAve Busr and & proamt. bum-.x ‘0 1.“18. x.oue. !‘Ion ﬂuum were
deocldedly uothcnio and fail to mu u-m “ﬂu. AStenpts to isolase

the 1ntomdiato products of Arm ﬂnuon were mum.

Action of cerbon umonuuo on llx“ .lh’l aryl OM! ot mm seid,
Go Lamai and r.u.ncum. n-uy ham. Khin, Tekknol,Inst. im. s.n.mm. |
23, lae-ou»n. , Y MM

Keaction of }hOiClg oF (FN0) FQ2 -m ml.nl ROR 18 ES0 in the Jresence of
ihNte; or pyridine gave: 36,608 M(ﬂi)'. iul I.‘l.lm. l. =y dgole 1218
23,5+ FROE(OBS) g, bum-;l: w«u. Lm. 1.0000; m un-rn),ln::‘
byo117-8°, 1.482S, 1.m; u.u mtml l,un-s . 1.08. 1.0880; 474
(+n0) ok Ca, uuuo.s-vo.o ¢ 1.8508, l.m. 1:1048; ", (nﬂ.m,mn,.
bo186-77, 1.8515, 1,1497, 1.1381; 61.0%° Wimp, », A 3-8%, 10850,
1.2086, 1,16%4., Bsating 4.8 g. {100-Pr0) gPOPR wiSH 08¢ g. 8 &% 100° gave
(1s0-r0) gt {3)OPR, B,4151-1,8°, n,"x.«u. -,,"1.:000. a2 11104, dyol.008;
sinilarly sere prépd.s 82% (:70) P(slors, r;«-a' 1 1.5088, 421128,

d ol.10403 45% (no),rta)ool,u:ol.. L™ 2 1.“.1. 1.2870, 1.2008; 9%
(PhO) 4P (3)0CHZPN, 8,62.5-3,8°, Refiuxing 7.6 ¢ (ml,nn with 7 g. OOlg

7 hra. gave 100+ NSOl end w ecx.ﬂonoul(m). beise-s®, g 1,370, &30
1.3460, n3° 1.5163, Neating 10 ge (ml.r- and 7 g, 601, 13 ampul 10 hrs,
ot 160-00° gave (F20)37001, Neating M.8 .. (P0)APOCRGFM and 15 g. GGdg
32 hrs. at 160-6° gave 13 g, producs, t.nm' vaieh guve uastated yleld

of inChipf(0)(0Ph)g, bpals=21°, -.ua', whioch hydrolysed %o m free seid,
Me1€5-60, 3imilarly (FRO)gFOCHCH:0Ke un u'-lc Qgsww"w..b’ln-

ano
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5&1’.1;:; of carbon umwa oa weid apd mﬂd-uﬁﬂ of m.u aeid
G. %anai and F,X.Kharrasova. '!zw Kasan. m-. Texhnol.Inst. Lin. 3.4,
~irova, 23, 12?-32(1”".

To 9 g. (480)oPHD 1n 10 ml. E%,0 was sdded with scoling 33,1 g. CBr, is £3,0
(axothermio reaction) snd the mixture wes disvd, yislding seme 20 g, o,
as the sole distillable rwoduos ynu-uy ke resstion also gave m-o),
£0Br, Simflarly Cbry ana (840) M0 mm, as the sele 1deasifisbie
prcduet, Addan, of 31,9 g, OBI" t0 16,6 g, (3%0)gP (vigereus renetioun) gave
1049 go <t5r and considereble emount of uadistillable materiel; (Bwo) ¥
rescted similarly. Hesting 18.5 g. (PRO) P with 18.6 g @B, 1n sealed tube
under COp 6 hrs. at 100-20° gave 42,55 (FNO) FoNe, 3,198-200°, ,48-70,
which must be stored uuder an inert guss Adan. of 18,9 ¢. Obr, s 2840 %0
760 go (M80) ¥OPR with sooling gave Nebr, Ciide, and orwde (200) (P20) 200y,
b5118-23°, a301,8080, agx.sna.u 8.6» yield, um-ny M g. MetP{oPR),
and 18.5 g. G, in sealed tmflrl. Qtl#mnlﬂﬂdld (PnO) g~
+0Br, b mm v BOLST08, & 20, 5042, m.in-¥® (after yrolouged stamdisg).
Jimilerly BtOP(OPR)g end OB, gave MBr and soas orule (FRO)gPGBe; GBr, ant
¥hCH OP(OPh), save Phdl.&- ind_ (?m)'.POOr.' !hm: phosphites were
prepd. by remoticn ef the respeotive Shlorides with HOK in the [resence of
prridine, FRGE(OMe), b, 86°, .g%.mo. Gpgl 1008y (¥n0) ronts, ¥,,100,3-
90,5°, 1.5860, 1.164%; (Mm0) ross, hnuo.m I..MU. 1418483 (m).-
wuugn, b, J197.5-8%, 1.5086, 1.10%4,
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mzuon of neutral uﬁn of phespherous ao“ and w asids %0
ccnjugated systems, IIX, Iuctlon Ot' m..um 'mnﬁ!.IiﬁlMO.
maleic and pyruvic asids, | '
G, Kanal and V.A.Xukhtin, Trudy m.m-.sm.ms..u.s.u.xm.
23, 133-7(1957), cr. Doklady om.nm 232N m.uum). .
Heating 10 gs (ESO)gF with @ g. PRGK:OMOCLE 4 hrs. st 130° gave 0 8+ (80,55)
(360} 4 (0) CHERCH,LO0 88, B,109-90%, -g%..cm, 2011209, 5o resspisn took
rlece at room temp, sfter sven very. mmd mldo Bhuu'l: were prepd.s
51k {(¥r0) g# (0) OHFRCOR, 0O PF, b‘l.“-? 31,4568, 1,0819; 37,1% tuo).r(o)cﬂn-
CHp00 Bu, v,208-9°, 1.4536, 1,0882, To 11 g. smulels seid in dimane there
was added dropwise 16 g. (Bt0)gF 1n 28,0 with cooling at 80° or Welew;
after distn, thers was obteined 4.7 g. ll'hlﬂ (uo),rto)cn(oo,mm,oo,n.
b, 514.3-0 . 1.4390. 1.1448; sinilarly wes papl.. ls.ll tm’.r(o)enm.a)-
CH,00 kT, B1137-8, 1.4348, 1.0488, If occoliag is enl.M 12 Shis resotiss,
the tenp. rises to 90° and violem$ evolution of U0g Sakes plese, Flalding
a thoroughly dnouua -n. Bvea. h umo-ll 0 un. as above, some
decompn, and loss of G0y um »iace; the puuu m soms decsapan.
during distn. Resotion of (m)'r with 5t H meleats is sinilarly violeat
and it was impossibls to hohu any definite resstion mu. Te 32 g.
(£t0) 4P in 28,0 there was added 17 g+ pyruvie seid (M mu;
distn, of the mizture gave 23.5 g. um,n. I8 1s imggested M (R0) P
‘and unsetd. momobasis scids yiald isterisdiates sush s (R0) 2°CHROR:0(0n)0”
and (RO)4POG(0)CRRCHR, while wasatd. dibesic selds reast siallarly at cas
‘carboxyl aﬁp. Pyruvic asid Tessts oo u‘un'ny with -(Me0)gP Shat the
decoapn. sets in direetly, llto),? feiled to mot with Ol'sm oven 1f ter
20 hrs. at 120°

A
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" Piopergyl esters of .nmmmm mm.
i, “emal and Z.h.Gerasinove, M hnn. lnn. Telhnol.Insse im. BeMe
¥irova, 23, 138-42(19687). -
To 15,9 g. dry psridine, 14.1 g. Bofocs m oa4 100 ml. M0 was sdded witk
eooling 20 g BnPcla in Thy0; after gradusl mun e refiux for s .
the mixture ves riltered and distd, usder 00, yisldisg w(ou.ni’m,.
by146-7°, 01,0408, n;%1.4049; sinllarly wers peepd.s MP(0angsion),, "%
126-7", 1,0801, 1.5018; m»(oal'elem,. b 286-0.8°, 1.,0898, 1.0001, A1l
these esters readily resct wth stm.0,. MMQ‘ of the Pr member with
CBl, resultsd in ezothermic resotion whish gave ECIOGNLCL as the sele iden-
tifieble produect, Sisilerly, 18.2 2. ON, :mx,ox. 40,6 g. pyriding end 25
Go BuFCL, in £350 gave 4% BuP (QOE,CNIGHy) ., B),96-100°, 43°0,9340, n5’
1.4580 (shh. ressted reedily yma €01, yielding OF,1CNGNgOL and wnidensified
substemce, b, 145-65°), The saters of rm Teadily wdd OwX. The neeessery.
RiGlp were prepd. from Rgld ‘and M'g mcl.. b-uo,_ 4:01‘.”. -:"x.uao;
bricl,, hu‘a". 11664, 1.4P4B; BuPCly, bygse”, 2.1841, 1.4e88,

Structure of phospherous uu and 1ts du-l.nuvn. _

hedeTroitakaya. Trudy Kesan Zhin Tekhnol. Inst, 3m. Sl Kirove, as.na-aum
It 1s suzessted that (RO)GMO 1n aq. seln. exies largely i the P teuto-
weric form und that both much QMI ant BgPOg in aq. msdiom suffer e fora
of .rbugsov reerrangement yieldisg tlo tﬂl.ﬂbll or (RO) F{0)R forns froa
the ncrmal PYT gtrustures. lnthc 0.8 g, x.[mx‘] and 1.1 g. (Ilﬂsl*m
1naoalod-npu1wuh dmurhnmmwommotmnmu

ecdn, of By0, gave colariess [ND(W’;‘).(PI&)}’.J. 2.108°%, simtlerly
wes jTepd. IH!I‘(M’zWi‘(Hm!'O)']. Io“-..l tu(r(mi.m),(r(ml,ol,].
2,38-79; (Ft(r(0Bu)gi0)e(P(0Bu)g0)g), vissous ofl, Nesting 0.8 g. KglPeol,)
in 3-4 ©l, K20 with 1.4 g, (m).rn es sbove um [n(rtﬂlt).lo).(r(om).-
0)3], me94.5-5% siallarly was prepd. [n(r(mhlo).u.] from (Fr0)giHO,

and (Fe(1 (0Bu)gho) g0lg] and mere sol, [a(r(m)p),(r(a‘m),], froa
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(Bﬁo} o~ 30e dvidently She rncum.m\ under uw v
ard those run in presencs of H,C yteld sudstanses whish of fio wivh
gech other, as thelr physloai oonqmtf urr-. but .
Henting Ceb 8¢ Hoily with [ &[I‘WZL‘] in open fiams ;(
(oimt) gavs much HOL and after O.5 k. gave a yellow produ \
‘404 on cooling gave unrencted EgitCl, and & produets: a smig

glc.so0l. colorless W tn(r(u},),ﬂom 0]01.
subsianos, ipsol, in St0H, which waa LPtlﬂbﬂgl‘J‘lgo Uas o
azount ¢l daro falls to produce aoy of the yoll.o! pum

only the colorless product is obtalnod.g allowing & melt, 4 o™

Hy 04 to stand 2-3 weeks yislds & oreaa colozed ‘ ' ),Pl“l gzl
Yo 0.5 g Kplrt61,] 1o 1-1.5 al, B0 wes sdded Lo Pogs hesting
renultsc in d.o&lwlutim of the soln., and a _ © g . and sadm. of B%0R

thers was {goluted eolorless {PS(F(OR)g)g(F {oR) "
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